S2 Synthesis Scheme S1. The synthetic scheme of 4-[3-(trifluoromethyl)-3H-diazirin-3-yl]-N-(4-azidopropyl)-benzamide (S7).
S3
127. 53, 116.90 (1JCF=289.7 hz), 21.93, 19 F NMR (376 MHz, CDCl3) : -71.80, HRMS (ESI) m/z: [M+Na]+, calcd for C9H7F3NaO 211.0347; found, 211.0333.
2,2,2-trifluoro-1-(4-methylphenyl) ethan-1-one oxime (S3)
Compound S2 (3.75 g, 19.9 mmol) was dissolved into dehydrated ethanol (50 mL). NH2OH・ HCl (5.06 g, 72.1 mmol) and NaOH (2.88 g, 72.1mmol) was added to the solution and refluxed under Ar atmosphere for 24 h. The solvent was removed under reduced pressure. The residue was dissolved into CHCl3 and washed with 1M HCl aq. and water three times. The organic phase was dried over Na2SO4, filtered and the solvent was removed under reduced pressure.
The compound S3 was obtained without further purification (4.37 g, 21.5 mmol, 90%). Multiple plitting patterns arise due to anti and syn configurations of oxime. 1 H NMR (400 MHz, CDCl3): 9.11, 9.031 (s, 1H, OH),7. 43-7.20 (m, aromatic), 2.39, 2.37 (d, 3H, methyl) , 13 C NMR (100 MHz, CDCl3): 141.20, 140.86, 129.96, 129.41, 12871, 128.37, 21.63, 21.49, 19 
2,2,2-trifluoro-1-(4-methylphenyl)ethan-1-one O-(p-tolienesulfonyl) oxime (S4)
Compound S3 (4.37 g, 21.5 mmol) and TsCl (6.15 g, 32.3 mmol) was dissolved into dry pyridine (50 mL) and the solution was refluxed for 2 h under dry atmosphere . The solvent was removed under reduced pressure and coevaporated with toluene. The residue was dissolved into CHCl3 and washed with 1N HCl aq. three times and brine. Hydrophobic phase was dried over MgSO4 and evaporated. The residue was purified by silica column chromatography (hexane : Chloroform = 1:4, 1:3, 1:2 and 0:1). Compound S4 was obtained as a white pure powder (5.55 g, 15.5 mmol, 72%). 1 H NMR (400 MHz, CDCl3): 7.89 (d, 1H J = 8.3 Hz, aromatic group of ptolienesulfonyl group), 7.39-7.28 (m, 6H, aromatic groups), 2.47, 2.40 (s×2, 1H×2, methyl groups of p-tolienesulfonyl group and 4-methylphenyl group), 13 C NMR (100 MHz, CDCl3): S4 146. 21, 142.48, 131.41, 130.01, 129.65, 129.44, 128.62, 121.76, 121.23, 21.96,21.73, 19 
3-(4-methylphenyl)-3-trifluoromethyldiaziridine (S5)
Compound S4 (2.32 g, 6.49 mmol) was dissolved into dehydrated diethyl ether (18 mL) in screw tube at -78 °C. Liquid NH3 (20 mL) was added to the vessel. The mixed solution was stirred for 15 h at room temperature. Then NH3 was removed by still standing at room temperature. The diethyl ether was added to the reaction mixture and the mixture was washed with water and brine. The residue was dried over MgSO4. Compound S5 was obtained without 26, 129.41, 128.75, 127.99, 127.73, 124.97, 122.20, 119.43, 57.89 (2JCF= 36 
4-[3-(trifluoromethyl)-3H-diazirin-3-yl] benzoic acid (S6)
Compound S5 (0.75 g, 3.71 mmol) was dissolved into the mixture of pyridine (5 mL) and water (5 mL). KMnO4 (2.34 g, 14.8 mmol) was added to the solution and stirred for 17.5 h at 50 °C. the reaction mixture was cooled to room temperature. The residue was added to diethyl ether, and then adjust pH 1-2 by the addition of 1M HCl aq. The aqueous phase removed, and the organic solution was washed with 10% aq. Na2SO3. The compound S6 was back-extracted from the aqueous phase using with CH3Cl. The combined organic residue was dried over MgSO4.
The compound S6 was obtained without further purification (0.66 g, 2.87 mmol, 77%) as white powder. 1 H NMR (400 MHz, CDCl3): 8.14 (d, 2H J=8.0 Hz,, aromatic group), 7.29 (d, 2H J=8.0 S5 Hz,, aromatic group), 13 C NMR (100 MHz, CDCl3): 168.42, 134.41, 133.53, 131.29, 130.42, 127.56, 124.76, 122.04, 29 .08 (2JCF=40.0 Hz), 19 Compound S6 (150 mg, 499 μmol) was dissolved in dehydrated DMF (2.5 mL). COMU (428 mg, 999 μmol) and DIEA (173 μL, 999 μmol) were added into the mixture. Then 3-Azido-1propanamine (100 mg, 999 μmol) was at 0 °C. The reaction mixture was stirred overnight at room temperature under Ar atmosphere, and the solvent was removed under reduced pressure.
The residue was added to ethyl acetate and washed with 4% KHSO4 aq. and saturated NaHCO3 aq. And brine. The organic phase was dried over anhydrous Na2SO4, filtered and evaporated.
The residue was purified with silica gel chromatography using with Rf72 (Chloroform : methanol, linear gradient: methanol from 2% to 100%). The compound S7 was obtained as yellow oil (128 mg 02,137.24, 133.15, 129.094, 127.70, 127.59, 124.86, 122.14, 50.26, 49.93, 38.58, 29.78, 19 Compound S11 (104 mg, 78.7 μmol) was dissolved in CHCl3. 4N HCl/dioxane (21 mL) was dropwised and the solution was stirred for 1 h at room temperature. After the solvent was evaporated, the residue was dissolved into CHCl3 and washed by saturated NaHCO3 aq. The solvent was evaporated and dried under reduced pressure to get S12. Sarcosine-NCA (80.8 mg, 702 μmol) was dissolved in dehydrated DMF/CH2Cl2 = 2/1 (2 mL) and S12 (39 mg, 32 μmol) dissolved in dehydrated DMF/CH2Cl2 = 2/1 (1.5 mL) was added in this order under Ar atmosphere. The solution was stirred overnight at room temperature. 4-phenylboronic acid 
Maleimide-Sar25-(L-Leu-Aib)6-OMe (MSL)
Compound S12 (72 mg, 58.9 μmol) was dissolved in dry dichloromethane (1.0 mL) and DMF (1.0 mL). To the solution, sarcosine-NCA (10) (169.6 mg, 1.47 mmol) was dissolved into DMF (1.5 mL) and injected. After stirring ovwrnight under Ar atmosphere, EMCS (55 mg, 176.7 S10 μmol) was added to the mixture. After stirred overnight, the solvent was evaporated. The residue was purified by LH-20 eluted with MeOH to obtain MSL (179 mg, 55.7 μmol, 95%). 
Fluorescein-Sar18-(L-Leu-Aib)6-OMe (FSL)
Compound S11 (50 mg, 37.9 μmol) was dissolved to the mixture of TFA (2 mL) andanisole (200 μL). The mixture was stirred for 2 h at room temperature. The solvent was evaporated.
The residue was washed by diisopropyl ether, dissolved into CHCl3 and washed by saturated NaHCO3 aq. The solvent was evaporated and dried under reduced pressure to get compound S12 (46.0 mg, 37.7 μmol, 99%). The residue was dissolved into the mixture of dehydrated dichloromethane (1.0 mL) and DMF (1.0 mL). To the solution, sarcosine-NCA (118 mg, 1.03 mmol) was dissolved into DMF (1.5 mL) and injected. After stirring for 10 h under Ar atmosphere, fluorescein isothiocianate (44 mg, 113.1 μmol), was added. After stirred for 12 h, 
